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Initial alcohol reactivity screening
The reactivity of various combinations of alcohols in the presence of [Au(IPr Cl )(CH 3 CN)] [BF 4 ] (1c, 0.6 mol%, Figure 1 ) at 80 °C under neat conditions was evaluated (Table S1 ). In contrast to other reports using gold(I), 1 or gold(III) 2 catalysts, no ethers were formed from n-BuOH, i-PrOH or BnOH (or mixtures of those alcohols) using the gold(I) catalyst 1c (Table  S1 , entry 1). The formation of symmetrical ethers from secondary benzylic alcohols is not only known to proceed in the presence of gold(I) complexes, 3 but also as by-products in reactions with arenes, 4 malonates, 5 or styrene 6 in the presence of other Lewis-acidic catalysts. Indeed, the formation of symmetrical ether 4a from 2a was observed under our test conditions (Table S1 , entries 2-3). We were delighted to observe the formation of unsymmetrical ether 5aa from the reaction of a secondary benzylic alcohol (2a) with a phenol (3a) ( Table S1 , entry 4). 7 Finally, no reaction occurred in the reaction of only phenol 3a (Table S1 , entry 5). 
Solvent screening
Compared to the reaction between 1-phenylethanol (2a) and 4-fluorophenol (3a) under neat conditions (Table 1 , entry 4), the use of CH 3 CN as the reaction solvent shifted the product distribution towards symmetrical ether 4a (Table S2 , entry 1). In contrast to the report by Hashmi and co-workers, the formation of amides was not observed under these conditions. 3a No reaction took place in dioxane (Table S2 , entry 2). The reactions in DCE or toluene were much slower compared to the reaction under neat conditions, whilst the product distributions were only affected moderately (Table  S2 , entries 3-4), obtaining better conversion towards the desired product when toluene was used as solvent. This outcome suggested that toluene could be used to modulate the selectivity of the transformation. 
Characterisation data 1-fluoro-4-(1-phenylethoxy)benzene (5aa)
According to the general procedure, a crude product, which was prepared from 1-phenylethanol (2a 
1-fluoro-4-(2-methyl-1-phenylpropoxy)benzene (5ad)
According to the general procedure, a crude product, which was prepared from 2-methyl-1-phenyl-1-propanol (2d) (37.6 mg, 0.25 mmol), 4-fluorophenol (3a) 
1-(1-(4-fluorophenoxy)ethyl)-2-methylbenzene (5ae)
According to the general procedure, a crude product, which was prepared from 1-(2-methylphenyl)ethanol (2e) 
1-chloro-4-(1-(4-fluorophenoxy)ethyl)benzene (5ah)
According to the general procedure, a crude product, which was prepared from 1-(4-chlorophenyl)ethanol (2h According to the general procedure, a crude product, which was prepared from 1-(4-fluorophenyl)ethanol (2i 
1-chloro-4-(1-phenylethoxy)benzene (5ba)
1-chloro-4-(1-phenylpropoxy)benzene (5bc)
According to the general procedure, a crude product, which was prepared from 1-phenyl-1-propanol (2c) (34.0 mg, 0.25 mmol), 4-chlorophenol (3b) (160. 
1-chloro-4-(2-methyl-1-phenylpropoxy)benzene (5bd)
According to the general procedure, a crude product, which was prepared from 2-methyl-1-phenyl-1-propanol (2d) (37.6 mg, 0.25 mmol), 4-chlorophenol (3b) (160.7 mg, 1.25 mmol) and [Au(IPr Cl )(MeCN)][BF 4 ] (1c) (2.0 mg, 2.5 μmol, 1.0 mol%) at 50 °C for 15 h, was purified by column chromatography on silica gel (petroleum ether/diethyl ether = 9/1) to give 5bd (58.4 mg, 93%) as a colourless liquid. 
1-(1-(4-chlorophenoxy)ethyl)-2-methylbenzene (5be)
According to the general procedure, a crude product, which was prepared from 1-(2-methylphenyl)ethanol (2e) (34.0 mg, 0.25 mmol), 4-chlorophenol (3b) (160. 
1-chloro-4-(1-(4-chlorophenoxy)ethyl)benzene (5bf)
According to the general procedure, a crude product, which was prepared from 1-(2-chlorophenyl)ethanol (2f) (39.2 mg, 0.25 mmol), 4-chlorophenol (3b) (160.7 mg, 1.25 mmol) and [Au(IPr Cl )(MeCN)][BF 4 ] (1c) (2.0 mg, 2.5 μmol, 1.0 mol%) at 80 °C for 1 h, was purified by column chromatography on silica gel (petroleum ether/diethyl ether = 9/1) to give 5bf (42.9 mg, 64%) as a yellow liquid. 
1-chloro-2-(1-(4-chlorophenoxy)ethyl)benzene (5bh)
According to the general procedure, a crude product, which was prepared from 1-(4-chlorophenyl)ethanol (2h) 
1-chloro-4-(1-(4-fluorophenyl)ethoxy)benzene (5bi)
According to the general procedure, a crude product, which was prepared from 1-(4-fluorophenyl)ethanol (2i) (35.0 mg, 0.25 mmol), 4-chlorophenol (3b) (160. 
